indicates that it is a blue phase polymer, with water coordinated to it. This study shows that it is possible to use water, and more generally solvent molecules, to transform a nonreactive diacetylene into a reactive one, even though this approach is less predictable than the cocrystal approach developed by Fowler, Lauher, and Goroff. The solvate approach is simple to implement, quite versatile because of the large range of solvents available, and one does not face the problem of having to remove the host in case one needs to recover the polymer.
Introduction
Diacetylenes (DAs) are an intriguing class of molecules owing to their ability to polymerize in the solid state. 1 Solid-state polymerization of DAs takes place through 1,4-addition between neighboring C≡C-C≡C fragments, leading to polydiacetylenes (PDAs). [2] [3] [4] PDAs are 1D structures with a π-conjugated backbone consisting of an alternation of double and triple bonds (Scheme 1). The advantages of solid-state diacetylene polymerization are at least twofold: first, it requires no catalyst and no solvent, so it may be regarded as a "green" process. Second, in favorable cases, perfectly ordered crystals of the polymer are obtainable. 5, 6 Thus, the geometry of the polymer chains in these crystals can be determined accurately by single-crystal X-ray diffraction. [7] [8] [9] Also, it is possible to study the electronic properties of the chains in the absence (or near absence) of disorder. 10 A set of crystal packing requirements must be fulfilled for solid-state polymerization of DAs to occur; these requirements are compiled under the name "Topochemical Principle". 11 These geometrical criteria, which are necessary but not sufficient conditions for such a polymerization to take place, [11] [12] [13] are depicted in Scheme 1: i) the translational period d of the monomer is in the range of 4.7 to 5.2 Å; ii) R v is smaller than 4 Å, with a lower limit of 3.4 Å, which represents the van der Waals contact distance of the two rods; iii) the angle γ between the diacetylene rod and the translational vector is close to 45°. All three geometrical requirements must be met in order to secure a close contact between the C 1 atom of one diacetylene rod and the C 4 atom of the neighboring rod, in the reactive monomer crystal. 4, 14 The upper limit for R 1,4 as quoted by Baughmann is 5 Å, 2 but according to Huntsman, this limit should not be much greater than 4.3 Å. 14 Suitable orientation of the diacetylenic molecules in the crystal lattice is frequently achieved by intermolecular hydrogen bonding, and this situation was recognized early on by Wegner. 1 Thus, DAs possessing hydroxyl, 15, 16 sulfonate, 17, 18 urethane, [19] [20] [21] amide, 22, 23 and urea 24 groups have been prepared in the hope of organizing the C≡C-C≡C moieties by hydrogen bonding. Weaker types of hydrogen bonds such as CH 2 ⋅⋅⋅N≡C contacts 25 function equally well, and also, C-H⋅⋅⋅π interactions can be used for such purpose. 8, 9 In case these interactions are ineffective at organizing suitably DA molecules in the crystal lattice, one way of solving the problem is to look for other polymorphs. 16, 26 This solution is simple to implement, yet it does not always work and is hardly predictable.
Alternatively, it is possible to use tools from the crystal engineer arsenal, especially hal-00825243, version 1 -23 May 2013 cocrystals. Two approaches dealing with cocrystals have been followed in the recent literature. In the first approach, Fowler, Lauher, and Goroff have prepared cocrystals between urea-or oxalamide-containing hosts and diacetylene-containing guests. In these assemblies, the ditopic host and ditopic guest interact with one another through hydrogen [27] [28] [29] [30] [31] [32] [33] [34] or halogen 33, [35] [36] [37] [38] [39] bonds, creating 1D chains. The chains are connected in a perpendicular direction by hydrogen bonding between the urea-or oxalamide-containing hosts. In the second approach, Grubbs and co-workers, 40 and later on Frauenrath and colleagues, 41, 42 have made use of weak face-to-face π⋅⋅⋅π interactions. Specifically, they have shown that diacetylenes bearing perfluorophenyl substituents and DA molecules with phenyl groups could assemble into cocrystals through perfluorophenyl⋅⋅⋅phenyl contacts and that, in these cocrystals, the C≡C-C≡C fragments were oriented suitably for solid-state polymerization. A third possibility exists that does not rely upon the formation of a cocrystal and that is based on coordination chemistry. 43 In principle, it would be a lot easier if one could just use solvent molecules to orient suitably diacetylenes in the crystal lattice. Such a strategy would spare one the effort of synthesizing the structure-directing component necessary for DA organization in the cocrystal approach described previously. 37 There is some literature concerning the preparation and structural characterization of inclusion compounds containing diacetylenic hosts. These hosts are called "wheel-and-axle" molecules because they possess bulky end groups. The rigid C 4 spacer keeps the end groups apart and prevents close packing of the host. Thus, voids are created in the structure where solvent molecules can nest. Toda and colleagues have prepared a large number of clathrates using 1,1,6,6-tetraphenyl-hexa-2,4-diyne-1,6-diol as a host. [44] [45] [46] In general, in these clathrates, solvent molecules with polar groups are included as a result of their interactions with the hydroxyl groups from the diacetylenic diol, 47, 48 yet π-donors and haloalkanes can be incorporated as well. 47 Following this seminal work, Hart and coworkers 49 have subjected Ar 3 CC≡C-C≡CCAr 3 diacetylenes (Ar = phenyl, p-biphenyl, 4-methoxyphenyl) to solvent complexation studies and found that these diynes produced clathrates with arenes and chloroform. More recently, Brouty et al. 50 and ourselves, 51 have shown that diacetylenic molecules bearing heteroelement-containing substituents R 3 MC≡C-C≡CMR 3 (M = Si, Sn, Pb; R 3 = Aryl 3 , Aryl 2 Me) have the same propensity for solvent inclusion as their all-carbon counterparts. In terms of DA polymerization, the most important outcome from all of these investigations is that the included solvent molecule is unable to modify the organization of the diacetylenic host so as to render topochemical polymerization hal-00825243, version 1 -23 May 2013 possible, no matter what the strength of interaction between the two. There are, however, two exceptions: the first exception was reported by Ouyang et al. 30 These workers showed that penta-2,4-diynyl 3,5-dihydroxybenzoate, a resorcinol-appended diacetylene, crystallizes as a monohydrate from MeOH-H 2 O. In this clathrate, water molecules position adjacent C≡C-C≡C fragments in such a way that monomer crystals transform smoothly into polymer crystals upon heating to 50 °C. The second exception is an old example. In 1980, Patel and colleagues published a paper in which they described the solid-state polymerization of 2,4-hexadiyne-1,6-bis(m-tolylurethane), HD m TU. 19 They found that this DA is moderately reactive and that, upon irradiation with γ-rays, no more than 35% conversion to the polymer could be achieved.
They also found that this DA could be converted into a more reactive form upon exposure to p-dioxane vapor. This new form, which incorporates 0.5 molecule of p-dioxane per molecule of diacetylene, polymerizes quantitatively when subjected to a γ-ray dose slightly greater than 50 MRad. Neither the X-ray crystal structure of HD m TU⋅0.5 p-dioxane nor that of its polymer were reported in this work. However, the structure of poly-HDPU⋅0.5 p-dioxane is known (poly-HDPU = poly[2,4-hexadiynylenebis(phenylurethane)]) that shows that the p-dioxane molecule is involved in two centrosymmetrically related N-H⋅⋅⋅O hydrogen bonds with the polymer. 52 We wish to continue this theme here using 1,6-bis(1-imidazolyl)-2,4-hexadiyne (1) and 1,6-bis(1-benzimidazolyl)-2,4-hexadiyne (5) (see structures in Scheme 2). The solid-state polymerization of DAs with pyridine, quinoline, and pyrimidine substituents has been reported before, 27-29, 31-33, 53-56 but as far as we know, DAs bearing imidazole and benzimidazole groups have never been tested for topochemical polymerization. Imidazole and benzimidazole moieties are more basic than any of the previously used heterocycles, 57 so we anticipate that molecular assemblies with novel architectures might be accessible, as it was observed with imidazolyl-containing haloalkenes and haloalkynes. 58 Furthermore, as an extra bonus, PDAs bearing imidazole and benzimidazole groups should be amenable to derivatization, especially by protonation, quaternization, and complexation to a metal. 53 We report in this study that both 1 and 5 are capable of binding water molecules. Crystallographic characterization of the hydrate and anhydrate forms of these diacetylenes shows that hydrogen bonding competes with C-H···π and π···π interactions and affects the organization of the molecules. A qualitative evaluation of the strengths of interaction is done on the basis of a detailed metrical analysis, yet the purpose of this work is not to provide precise energy values.
Such a valuable piece of information is difficult to obtain and requires a study of its own. We
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rather wish to show how the presence of water in the lattice of these molecules is beneficial in some respects and detrimental in others in terms of stability and polymerization reactivity. In particular, in the case of 1, the presence of water is essential to create an organized structure; single crystals of this DA cannot be obtained in the absence of water. In the structure of 1⋅H 2 O (2), each water molecule interacts strongly with several neighboring DA molecules, but the C≡C-C≡C fragments are not oriented suitably for topochemical polymerization. When trying to alter the organization of the crystal by heating so as to induce polymerization, water is lost in an abrupt fashion that leads to instantaneous decomposition of the diacetylene. In the case of 5, the material that is obtained after evaporation of the solvent mixture used for chromatographic purification is a monohydrate (4). Single crystals of 4 could not be obtained, so its structure had to be determined by Rietveld refinement. This form exhibits fairly good solid-state polymerization reactivity. When 4 is crystallized from dichloromethane, an anhydrate is obtained that is nonreactive.
Results and discussion Syntheses 1,6-Bis(1-imidazolyl)-2,4-hexadiyne (1) is a novel compound. Initial attempts to synthesize this molecule were made by use of oxidative dimerization of 1-propargylimidazole 58 following the Hay coupling protocol, 59 with DME (1,2-dimethoxyethane) as a solvent. A green powder insoluble in common laboratory solvents was obtained that showed an intense Raman band at 2250 cm −1 , typical of diacetylenes. Elemental analysis revealed the presence of carbon, hydrogen, nitrogen, chlorine, and copper percentages consistent with the formation of a coordination compound between 1 and copper, but the exact stoichiometry of this compound could not be determined. The green powder was treated with several extractants known to complex copper, viz. ethylenediaminetetraacetic acid (EDTA), 8-hydroxyquinoline, and dithizone, but these efforts were unsuccessful. Eventually, the solid was treated with an excess of potassium cyanide (∼40 equiv) in a two-phase CH 2 Cl 2 -H 2 O solvent mixture, and indeed, uncomplexed 1 was recovered in the organic layer. 60 Clearly, this synthetic procedure is inappropriate for large-scale preparations of 1, so we looked for a safer route. We have found that 1 forms when 2,4-hexadiyne-1,6-diol bis(p-toluenesulfonate) 61 (3) is allowed to react with an excess of imidazole in refluxing dichloromethane (Scheme 2). 62 Chromatographic purification of 1 with use of a CH 2 Cl 2 -CH 3 OH solvent mixture (94:6 v/v) followed by slow evaporation of the solvents gives 1⋅H 2 O (2) in 55% yield. 1,6-Bis(1-benzimidazolyl)-2,4-hexadiyne (5) is a known compound that has been prepared in the past by oxidative dimerization of 1-propargylbenzimidazole under the Glaser coupling conditions. 63 Various methods to prepare 1-propargylbenzimidazole can be found in the literature with yields ranging from 30 to 75%. 63, 64 We have employed the same synthetic procedure as that used to prepare 1, and after chromatographic purification, 5⋅H 2 O (4) was obtained in 60% yield. Anhydrate 5 is obtained by crystallization of 4 from CH 2 Cl 2 .
Structure of 1,6-bis(1-imidazolyl)-2,4-hexadiyne monohydrate (2) 1,6-Bis(1-imidazolyl)-2,4-hexadiyne co-crystallizes with one water molecule. This situation is frequently encountered for imidazolyl-containing compounds; especially, biomolecules and drugs such as adenine, theophylline, ornidazole, and xanthosine are known to crystallize as hydrates. [65] [66] [67] [68] Hydrate 2 crystallizes in the orthorhombic space group Pbcn with Z = 4 ( Table   1 ). There is one-half of a diacetylene molecule in the asymmetric unit and one-half of a water hal-00825243, version 1 -23 May 2013 molecule. 69 Both molecules are located on a two-fold rotation axis. When viewed down the crystallographic a axis (Figure 1) , the presence of a single layer stacking arrangement is evident: layers made of CH 2 -C≡C-C≡C-CH 2 fragments are separated by regions that contain exclusively imidazolyl groups and water molecules. In these regions, imidazolyl groups are interdigitated, but there is no significant π-π interaction between them. The smallest Cg···Cg distance (Cg is the centroid position of the imidazolyl ring) between two nearby imidazolyl groups is 4.986 Å. This distance is much larger than the 3.4-3.8 Å range typically found in systems that exhibit sizeable π-π stacking interactions. 70 The next smallest Cg···Cg distance between imidazolyl moieties is 5.626 Å.
Diacetylenic units are too far away from one another to undergo topochemical polymerization: the closest distance, R 1,4 , between the C 1 carbon atom of a C 1 ≡C-C≡C 4 fragment and the C 4 atom of the nearest C 1 ≡C-C≡C 4 unit (1,4 topochemical polymerization involves connection between these two atoms) is 5.196 Å. This distance is much larger than the upper limit quoted by Baughman for R 1,4 , i.e. 5 Å. 2, 14 Furthermore, in this case, the two supposedly reacting C 1 ≡C-C≡C 4 rods would be nearly perpendicular when they should be more or less parallel. Table 3 ). that exhibit a similar interaction in the solid state. For these compounds, the minimum H···Cg value was 2.578 Å, the maximum value 2.998 Å, and the mean distance 2.832 Å. Thus, the CH 2 ···π interactions observed in 5 are fairly strong.
Blue chains are too far away from one another to undergo 1,4 topochemical polymerization: the R 1,4 distance is 7.000 Å, well beyond the 5 Å limit quoted by Baughman.
2,
14
The R 1,4 distance between blue chains and green chains, 4.290 Å, suggests that 1,4 topochemical polymerization is possible (shown as red dashed lines in Figure 9 ). But the angle, γ, between the polymerization axis (a fictive line that passes through the centroids of the reacting C≡C-C≡C rods) and a straight line encompassing all of the carbons of the C≡C-C≡C fragments also has to be right. According to Baughman, γ should be near 45°.
2, 14
For a large number of polymerizable diacetylenes it is observed that the reacting C≡C-C≡C units are parallel, so there is only one value for γ. In the case of 5, however, these units are not parallel, so there are two different γ angles; these angles are respectively 42.1 and 62.4°.
Because one of the γ values differs significantly from 45°, it is not clear whether 1,4 polymerization will actually occur.
Such a situation is quite rare, and as far as we know, only one DA has been reported before that shows polymerization reactivity and has nonparallel reactive diacetylene groups in the crystal lattice. This DA is 2,4-hexadiyne-1,6-bis(m-tolylurethane), HD m TU, in its "orange" (i.e. unsolvated) phase. 19 In the X-ray crystal structure of this molecule, all of the reactive diacetylene groups are neither translationally related nor related by a center of inversion, but they are related by a glide plane. As a result, in the direction of polymerization, molecules are crossed at an angle of 72°. Close inspection of the structure indicates that this unusual arrangement is the consequence of intermolecular N-H···O hydrogen bonding. This arrangement has been put forth as being responsible for the low overall rate of formation of polymer, 7-8% upon X irradiation and 35% upon irradiation with γ-rays.
Structure of 1,6-bis(1-benzimidazolyl)-2,4-hexadiyne monohydrate (4)
The cream-white solid isolated after chromatographic purification and slow evaporation of the solvents to dryness is not 5 but its monohydrate 4. This was confirmed by elemental analysis and infrared spectroscopy. Several attempts were made to obtain single crystals of this form, but these efforts were unsuccessful. Eventually, a structural analysis of the solid by powder hal-00825243, version 1 -23 May 2013
X-ray diffraction was undertaken. Experimental details of data collection and information concerning structure solution and refinement can be found in the Experimental Section.
Monohydrate 4 crystallizes in the monoclinic space group P2 1 with Z = 4; there are two diacetylene molecules in the asymmetric unit and two water molecules. 69 The structure of 4 is quite different from that of 5 in that diacetylene molecules now pile up in stacks; the two crystallographically unique stacks are shown in green and blue in Figure 10 . When looking at the structure down the a axis, two types of regions are evident between stacks, polar regions that contain water molecules, and non-polar ones where hydrophobic interactions, notably C-H···π contacts, are important.
Unlike the situation found in 2, water molecules are not isolated but interact with one another. They form ribbons that run parallel to the a direction ( Figure 10 ). One such ribbon is shown in Figure 11 . Intermolecular O···H distances amount to 1.974 and 2.352 Å, and Cohesion of the structure is also ensured by numerous C-H···π interactions. As previously observed in 5, the structure of 4 exhibits several π···π interactions between benzimidazolyl groups ( Figure 12 ). Unlike 5, however, these interactions are imidazolyl···phenyl interactions and not imidazolyl···imidazolyl interactions. There are three imidazolyl···phenyl interactions with Cg···Cg distances smaller than 4 Å. Geometrical parameters for these interactions are listed in Table 4 . On the basis of distances and angles, In summary, water molecules bind strongly to 1,6-bis(1-imidazolyl)-2,4-hexadiyne (1) and are necessary for a crystalline material to be obtained, 2. On the other hand, 1,6-bis(1-benzimidazolyl)-2,4-hexadiyne can be obtained in both hydrate (4) and anhydrate (5) forms.
In these materials, cohesion is mostly ensured by hydrophobic interactions, but these interactions are overpowered by hydrophilic interactions when water molecules are present,
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which leads to a reorganization of the crystal. In this respect, these diacetylenes may be compared to proteins for which it is observed that the secondary structure is governed by hydration. 85 Furthermore, similarly to the fact that hydration determines the structural stability of proteins, 86 we have found that the presence of water is essential to stabilize 1. Removal of water from 2 does not lead to amorphization of the solid but to its decomposition. This phenomenon may be regarded as being similar to protein denaturation. But hydration also governs the flexibility and the function of proteins; 86 we have found that a similar situation exists concerning 5 and that the presence of water changes the polymerization reactivity of this compound. These aspects are discussed in the following paragraphs.
Solid-state stability of 2 White crystals of 2 were irradiated at 254 nm for 5 days. The crystals took a light brown shade presumably because of surface decomposition, but no color change to red or blue was noticed. Furthermore, the Raman spectrum of the irradiated crystals showed only the stretching vibration of the monomer, ν̃ = 2267 cm −1
. Therefore, diacetylene polymerization did not occur. These observations agree with the X-ray crystal structure of 2 that shows that water molecules hold the diacetylene units in place tightly and prevent them from polymerizing.
Attempts have been made to render this DA reactive by removal of the water molecules.
87
A DSC analysis of 2 showed that water goes away at a temperature slightly less than 100 °C (see Figure An X-ray powder diffraction (XRPD) analysis of the black material gave a diffractogram that exhibits a broad peak at 2θ ≈ 22° (Figure 13c ).
Peaks corresponding to the monomer were not detected. Similar broad peaks have been observed previously in the powder patterns of graphite-like materials obtained by thermal decomposition of ionic liquids and polymers. [88] [89] [90] The infrared spectrum of the black solid is presented in Figure 14d . It shows that the intensities of the bands due to water around 3200 cm of water was confirmed by elemental analysis that showed that the amount of residual oxygen in the solid was 1.236% (see Table 5 ); the oxygen content of the monomer is 7.01%. In addition, the growth of a new band is noticed at ν̃ ∼ 1600 cm which was assigned to the formation of polyaromatic-like species with CH 2 SiMe 3 dangling groups. 91 We believe that the black solid resulting from the heat treatment of 2 at 110 °C has a similar structure, i.e. it is a polyaromatic-like species with CH 2 -imidazol dangling groups.
The cross-polarization magic-angle spinning (CP/MAS) 13 C NMR spectrum of the black powder is presented in Figure 15d . ppm. This broad resonance seems to be the sum of two contributions: sharper signals stemming from imidazolyl groups and a broad resonance due to polyaromatic-like species.
These observations are similar to those that were made concerning the dark brown powder resulting from molten-state polymerization of Me 3 SiCH 2 C≡CC≡CCH 2 SiMe 3 .
91
The solidstate 13 C NMR spectrum of the powder exhibited a broad resonance at 22 ppm due to CH 2 groups and a broad resonance at 130 ppm due to aromatic carbons. A fairly sharp resonance was also observed at 0 ppm corresponding to SiMe 3 groups. The CP/MAS temperature, for the same amount of time; a brownish black solid was obtained. The oxygen content of the brown solid was 4.236% and that of the black solid 3.245% (Table 5 ). The infrared spectra of these solids (Figures 14b and 14c ) both exhibit a decrease in the intensity of the band due to water (ν̃ ∼ 3200 cm (dichloromethane/hexanes). The second example was described by Goroff and co-workers. 39 These researchers have observed that removal of the host from a poly(diiododiacetylene)·N,N'-(bisheptanenitrile) oxalamide cocrystal gave poly(diiododiacetylene) fibers that were unstable. These fibers decompose into carbonaceous materials under certain conditions such as shock, pressure, or irradiation, but are quite stable when incorporated in a cocrystal.
Polymerization reactivity of 5
Brown crystals of 5 were heated to 106 °C for ten days with concomitant irradiation at 254 nm. The crystals became slightly darker presumably because of surface decomposition, but no color change to red or blue was noticed. A Raman analysis of the crystals showed the band corresponding to the diacetylene monomer (ν̃ = 2266 cm were not observed, consistent with the absence of an enyne structure. To confirm these results, a solid-state 13 C NMR analysis of the crystals was performed that showed the absence of signals corresponding to a polymer (see below).
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Polymerization reactivity of 4 Irradiation of 4 was carried out as described in the Experimental Section. A bluish gray solid was obtained after an irradiation period of three days, a color that is typically observed when a PDA is present. The solid was transferred in the thimble of a Soxhlet extractor and washed for three days with dichloromethane to remove unreacted monomer. A brownish powder was recovered which was characterized by spectroscopic methods and X-ray diffraction (see following paragraphs). As observed for most PDAs, poly-4 is insoluble in common laboratory solvents including water; consequently, its molecular weight could not be determined by size exclusion chromatography (SEC).
In the solid-state . 96 The fact that poly-4 is a blue phase PDA was confirmed by ultraviolet-visible (UVvis) absorption spectroscopy: a broad band is observed that extends to about 650 nm (see Figure S5 of the Supplementary Material). Red phase PDAs typically show absorption thresholds near 550 nm and blue phase PDAs near 640 nm.
96
The X-ray powder pattern of the irradiated material was recorded before and after Soxhlet extraction. The diffractogram of the unwashed material is shown in Figure 17b . It exhibits diffraction lines that are comparable to those of the nonpolymerized sample ( Figure   17a ). This is consistent with the fact that about 70% monomer is still present in the solid. The with what is typically observed when dealing with a topochemical polymerization process: in general, it is found that the cell parameters of the polymer are close to those of the monomer and the space group of the polymer is the same as that of the monomer. 16, 97 However, a few exceptions are known for which it is observed that polymerization generates a polymer that is amorphous to X-rays after extraction of the remaining monomer: such a situation was encountered during the polymerization of 2,4-hexadiyne-1,6-diol 15 and during that of modification I of 2,4-hexadiyne-1,6-diol bis(phenylurethane). 26 Thus, it is possible that amorphization of poly-4 originates from the removal of the unreacted monomer. On the other hand, this observation is a clear indication that solid-state polymerization of 4 proceeds in a homogeneous manner. 26 Attempts were made to convert the amorphous polymer into a crystalline material: in a first experiment, the polymer was placed in a closed vessel containing water and left in contact with water vapor for 6 days. A powder X-ray diffraction analysis indicated that the material remained amorphous. In a second experiment, poly-4 was annealed at 120 °C overnight under argon, a procedure analogous to that previously employed for the polymer of modification I of 2,4-hexadiyne-1,6-diol bis(phenylurethane). 26 Here again, no sharp diffraction peaks were observed in the diffractogram.
hal-00825243, version 1 -23 May 2013

Conclusions
The syntheses of thus far unknown 1,6-bis(1-imidazolyl)-2,4-hexadiyne (1) and of previously reported 1,6-bis(1-benzimidazolyl)-2,4-hexadiyne (5) have been described. The methodology consists in refluxing excess imidazole and benzimidazole with pTS, a procedure that has been used in the past for the preparation of diacetylenes with diethylamino groups, 62 but which, as far as we know, has never been employed for the syntheses of imidazole-and benzimidazolecontaining diacetylenes. It is a viable alternative to the widely used Hay coupling protocole, especially if the substituents of the target diyne are capable of deactivating the copper catalyst by complexation. We anticipate that this methodology should be amenable to the preparation of other types of azole-containing diacetylenes.
We have found that the benzimidazole-containing compound can be crystallized with water molecules (4) or without (5), whereas for the imidazole-containing diyne, water is essential to get a crystalline material (2) . Structural characterization by X-ray crystallography has provided information on the way these molecules self-assemble in the absence of water, and how this arrangement is modified when water is present. Also, these investigations have allowed us to identify some of the similarities and differences that exist between imidazolyl and benzimidazolyl groups in terms of crystal packing. For example, the crystal structure of 2 has revealed the way the organic fragments organize around the water molecule and interact with it through an acac-like hydrogen-bonding pattern. Despite the absence of water, this hydrogen-bonding pattern is maintained in the structure of 5, with benzimidazole nitrogens replacing water oxygens. Yet, it is absent from the structure of 4 even though water is present.
Interestingly, in this latter compound, water molecules are not isolated but are organized as ribbons, which could explain the dichotomy. Also, the structures of 4 and 5 do not exhibit the same π-π interactions: in the case of 4, imidazolyl···phenyl π-π interactions are observed, whereas in the case of 5, imidazolyl···imidazolyl π-π interactions are noticed. Surprisingly, π-π interactions are not detected in the structure of 2.
A fair number of drugs contain imidazolyl and benzimidazolyl substituents, notably theophylline, ornidazole, astemizole, emedastine, cimetidine, imoproxifan, and ciproxifan. 98 In case it is necessary to improve the physical properties (solubility, hygroscopicity, stability, dissolution rate, bioavailability), mechanical properties (Young's modulus), or powder handling characteristics (particle size, flow, filterability) of these drugs by making cocrystals or solvates, structural information like the one reported here may turn out to be pivotal.
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Interestingly enough, in a recent publication, Aakeröy and his group have investigated the effect of water molecules in stabilizing cocrystals of pharmaceutical ingredients. 99 In another area, the structural information derived from the crystallographic studies of 2, 4, and 5 is anticipated to be important to understand the structures of large biomolecules such as peptidomimetics and help predicting the interactions of these molecules with enzymes. 100 In terms of crystal engineering, this study shows that it is possible to use water, and more generally solvent molecules, to transform a nonreactive diacetylene into a reactive one.
Previous studies describing a similar approach are quite scarce. 19, 30 Indeed, trying to visualize the structure of a solvate in which the diacetylene fragments would be oriented suitably for topochemical polymerization is a hard thing to do, mostly because intermolecular interactions between solvent molecules are difficult to predict. In the cocrystal approach, intermolecular interactions between urea groups and oxalamide groups are well-established. 29, 31, 101 Yet, the solvate approach is simple to implement, quite versatile because of the large range of solvents available, and one does not face the problem of having to remove the host in case one needs to recover the polymer. Beyond the polymerization aspect, this work also shows that water molecules can be important to stabilize structures that otherwise would be unstable. However, these solvent-containing assemblies are so stable that any attempt to modify their organization leads inevitably to decomposition. In this respect, diacetylenic fragments have proven to be excellent probes to evaluate the thermal stability of azole 2.
Work is currently in progress to study the organization of these diacetylenes with other hydrogen-bond donors, prepare coordination compounds with transition metals, and investigate their use as molecular precursors to nitrogen-doped graphitic materials. Hexadiyne-1,6-diol bis(p-toluenesulfonate), pTS (3), was made from 2,4-hexadiyne-1,6-diol according to a known procedure. 61 2,4-Hexadiyne-1,6-diol was prepared by oxidative dimerization of propargyl alcohol following reported protocols. 102, 103 General considerations All of the syntheses involving air-sensitive materials were carried out under an inert atmosphere of argon using standard Schlenk-line techniques. Prior to use, CH 2 Cl 2 was refluxed over and distilled from P 2 O 5 .
Synthesis of 1,6-bis(1-imidazolyl)-2,4-hexadiyne monohydrate (2)
A 4 g portion of 3 (9.45 mmol) was placed in a Schlenk flask and dissolved in 50 mL of dry solids, the methylene resonance of 2 has been replaced entirely by a broad resonance centered at about 43 ppm. These observations indicate that dehydration of 2 causes neither a singlecrystal to single-crystal transformation nor amorphization, but leads instead to decomposition. poly[1,6-bis(1-benzimidazolyl)-2,4-hexadiyne] (poly-4) A 100 mg portion of monohydrate 4 was placed in a Petri dish, and the sample was irradiated in air with a UV lamp (λ = 254 nm; the distance between the UV lamp and the Petri dish was 7 cm). During the irradiation, the temperature at the surface of the sample was 30 °C. The powder was irradiated for 3 days during which time it was homogenized regularly. After 3 days, a bluish gray solid was obtained which was transferred in the thimble of a Soxhlet extractor and washed for 3 days with dichloromethane to remove unreacted monomer. Poly-4 was recovered as a brownish powder with a 30% yield. TGA measurements and infrared spectroscopy confirmed the presence of water in the polymer (2.74 wt%).
Preparation of hydrated
Structural analyses of 2 and 5
Single crystals of 2 were grown from a CH 2 Cl 2 -pentane mixture ( crystallographic data are given in Table 1 . 69 All of the structural drawings were prepared with use of the three-dimensional graphical visualization program OLEX2.
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Structural analysis of 4
The powder X-ray diffraction diagram of 4 was recorded on a PANAlytical Xpert-PRO diffractometer equipped with an X'celerator detector using Ni-filtered Cu Kα radiation. The diffractogram was rebinned to a step-size of ∆2θ = 0.017°. A peak search was performed with use of the WinPLOTR software, 108 and indexing was performed with the DICVOL04 program. 5. Yet, it is noteworthy that the volume per non-hydrogen atom is also influenced by the packing of the molecules, the presence of π-π interactions giving rise in general to compact structures. So, if the structure of 4 were to exhibit weaker π-π interactions than that of 5, the volume per non-hydrogen atom would come close to the observed value and the presence of water molecules would not be required.
Two independent rigid body representations of the diacetylene molecule with geometries imported from the structure of 5 (without hydrogen atoms) were used as an initial model for a simulated annealing structure solution attempt using Topas-A. 111 Besides the three Eulerian orientation angles and five position vector components (the y-position of one of the rigid bodies was set at 0.00 so as to fix the origin in the polar space group P2 1 ), four torsion angles were optimized corresponding to the rotations of the benzimidazole rings about the C≡C-C≡C fragments. Furthermore, it was necessary to use anti-bump restraints between individual molecules (set at 3.0 Å) so that chemically reasonable solutions could be obtained. Different solutions were found, all with R wp values around 27-30%. Only one solution proved to be reasonable in terms of packing interactions and possible polymerization reactivity.
This solution was further refined with one global B iso parameter for the two independent molecules, with all hydrogen B factors set at 1.2 times the global B factor. By using a slow step-by-step refinement, anti-bump restraints turned out to be no longer necessary. The resulting structure was found to contain voids amounting to a total of 175 Å 3 per unit cell, this volume being sufficiently large to accommodate water molecules. A difference Fourier map was generated by use of the CRYSTALS software package that revealed the presence of two oxygen positions in close proximity to nitrogen atoms, the oxygen-nitrogen distance being suggestive of a hydrogen bond between these atoms. The oxygen positions were introduced one at a time in the structure refinement, with use of rigid bodies to represent the water molecules and restraints to place and orient these molecules correctly with respect to the nitrogen atoms. One global isotropic atomic displacement parameter was used for the two water molecules which refined to a rather high value, suggesting a slight underoccupancy of the two sites that could be due to partial desolvation.
However, the data are not of sufficiently high quality for this hypothesis to be ascertained. (5) are the centroid positions of the N1-C2-C3-N4-C5, N16-C17-C18-N19-C20, and N25-C26-C27-N28-C29 imidazolyl rings, respectively. 
